.The antibacterial activity of the complexes are tested against Bacillus subtilis, Bacillus cereus and Pseudomonas aeruginosa.
Introduction
Schiff bases are an important class of ligands in management science and has a wide range of application in many fields [1] . Schiff bases obtained from the salicylaldehydes are popular polydentate ligands coordinated in neutral forms. Recently, metal complexes of Schiff bases are gaining popularity because of their antibacterial, antifungal and antitumor activities [2] [3] . El-ajaily et al. (4) studied the antibacterial activities of the Schiff base derived from the salicylaldehyde and cysteine and its Mn (II), Co(II), Ni (II), Cu (II) and Cd (II) complexes on some pathogenic bacteria. The study intends to create Schiff base complexes of Cu(II), Ni(II), Co(II), Cd(II) and Mn(II) ions which are obtained from the reaction of 4-dimethylaminobenzaldehyde, L-valine, L-tyrosine, L-glycine, L-asparagine or 4-aminoantipyrine). Their geometrical structures are verified using different methods.The antibacterial properties of the complexes have been tested against Bacillus subtilis, Bacillus cereus and Pseudomonas aeruginosa.
II. Experimental 2.1Chemicals and reagents
All chemicals and reagents utilised in this study were laboratory pure purchased from Aldrich or BDH which include4-dimethylaminobenzaldehyde, L-valine, L-tyrosine, L-glycine, L-asparagine, 4-aminoantipyrine, NaOH, C 2 H 5 OH, CH 3 3 and dimethyl sulfoxide (DMSO).
Synthesis of Schiff bases
The amino acid Schiff bases were prepared according to the following procedure:-NaOH (10 mmol, 0.4g) is dissolved in methanol (30 cm 3 ) and the amino acids [L-valine, L-tyrosine, L-glycine, L-asparagine or 4-aminoantipyrine] (10 mmol) were added to it. The mixtures were stirred with a magnetic there at room temperature. When the mixtures turneds homogeneous, a solution of 4-dimethylaminobenzaldehyde (10 mmol, 1.49 g) in ethanol (20 ml) was added. After 2 minutes the solutions was evaporated to 20% of its original volume and 1ml of acetic acid was added immediately. After 2 hours yellow crystals formed. The crystals were then filtered and washed with ethanol and recrystallized from hot methanol to give yellow crystals with the yield of ca. 75-85 % [4] . The proposed structures for the synthesized Schiff bases are shown in Scheme1:
III.
Results And Discussion Table 1 shows the elemental analysis data of Schiff based complexes with the formation of 1:1 [M:L] ratio. The findings are in agreement with the theoretical values. Thin-layer chromatography (TLC) method and elemental analyses. (C, H and N) have been utilised to analyse the purity of the Schiff based complexes. 
3.1Microanalysis

Infrared spectra
The infrared bands analysis of L-valine, L-tyrosine, L-asparagine and L-glycine Schiff bases show a band at1506-1630 cm -1 rang assignable to C=N of the azomethine [6] . The infrared spectral data of the same Schiff bases shows a band at 1576 to 1670 cm -1 rang which proves the existence of CO groups of the L-glycine, L-valine, L-tyrosine, and L-asparagine [7] . The Schiff bases display a broad band at 3144-3397 cm -1 rang which is due to the presence of (OH) [8] . The infrared spectra of the present complexes are compared with the free Schiff bases to establish the changes that have taken place during the complexation. Infrared spectral values of complexes portrays bands in the range of 1515 to1602 cm -1 assignable to (C=N) of the azomethine [9] . A slight change is noticedat (C=N) band after complexation. The infrared spectral data of all metal complexes display a band a 1609 to 1631 cm -1 , which indicate the existence of C=O group of the carboxyl group. This band is present in the higher and lower frequencies compared to the original position in free ligand that is 1576 to 1670 cm -1 . The complexation process uses the oxygen of carboxylic groups of the, L-valine, L-tyrosine, L-asparagine and L-glycine and nitrogen atoms of azomethine groups, the ligands are bidentate. A broad band which ranging from 3091 to 3466 cm -1 verifies the existence of water molecules in the separated complexes. δOH disappears and new bands will appear in the spectra of complexes molecules around the range of 469 to 688 cm -1 and 528 to 660 cm -1 are assign to (M-O) and (M-N) bonding [10] . For the L 5 the infrared spectra of these complexes display a broadband at 3292-3466 cm -1 because of the presence of water molecules [11] . The absorption bands at 1610 , 1529 cm -1 are dedicate to the existence of (C=N) group of azomethine. The change to a lower frequency show how this group is effected by complexation [12] . Another, complexation site that takes part in coordination is the (C=O) group. The proved can be observed at 1613 cm -1 in the spectrum of free ligand which may be attributed to (C=O) of a carbonyl group. The shifting from a higher frequency and vice versa in the spectra of the complexes suggests the participation of (C=O) group in coordination with the metal ion through the oxygen atom of a carbonyl group of 4-aminoantipyrine [13] .New bands which are not observed in the free Schiff bases are observed at 464-632 and 628-522 cm -1 due to (M-O) and (M-N) vibrations. This provides a good proof for the sharing of the oxygen and nitrogen atoms during complexation [14] . T 1 g (F) 4 T 1 g (P) transition. These data illustrate an octahedral geometry. The cadmium complexes display only the charge transfer transitions that can be associated with the charge transfer from ligand to metal and vice versa, no d-d transition are expected for d10 Cd(II) complexes [16] . In the electronic spectra of both complexes which are recorded in (DMSO) solution, an absorption band in the range of 270 to 420 nm is noticed and this may be linked with a π→π* transition originating mostly in the azomethine chromophore (imine π→π* transition [18] . Similarly, the --NH 2 , group vanishes with the formation of L 4 which indicates the presence of azomethine group at 9.996 ppm. 1 HNMR spectra data of L 5 which is recorded in DMSO shows signals at 3.101, 2.97 and 4.49 ppm corresponding to N-CH 3 , (CH 3 ) 2 N and CH 3 groups [19] . At the same time, the --NH 2 , group vanishes with the formation of L 5 which indicates the presence of azomethine group at 9.416 ppm. There is an absence of -OH proton due to complexation. A considerable change is observed in all other signals in this complexes [20] .
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X-ray crystallographic study of the compound L 5
The X-ray investigation of the compound showed that the compound L 5 crystallized in monoclinic system with space group of C2/c and the unit cell dimensions are a= 17.7916, b= 6.8610, c= 29.7199, α =90.000 β = 101.326 γ = 90.000., Z = 8 and V = 3557.20 Å3. Figure 1 shows the molecular structure with the numbering scheme of the compound, the molecule is discrete and the asymmetric unit consist two molecules. The phenyl rings in each molecule (C1-C6) and (C21-C26) make a dihedral angle of 56.4(7) and 56.4(8)° with the pyrazol heterocyclic ring, respectively. The bond lengths and angles are in normal ranges and comparable to those in N,N′-bis(2,3,4-trimethoxybenzaldiimine)-1,4-diaminocyclohexane [21] (Table 3) . Both molecules showed the presence of C12-H12….O1 and C32-H32….O2 intramolecular hydrogen bond, as a result a pseudo-six membered O1….H12/C12/N3/C8/C7and O2….H32 /C32/N7/C28/C27 rings are formed (Table 4 ). In the crystal structure, the molecules are linked by C10-H10A···O1 and C32-H32···O2 intermolecular hydrogen bonds to form dimers. (Fig.2) . 
Antibacterial Activity
The findings of the antibacterial activities are displayed in Tables 5-9 . Schiff based complexes displayed good activities against three kinds of bacteria namely Bacillus subtilis, Bacillus cereus and Pseudomonus aeruginosa.
Antibacterial Activity of L 1 ,Cd (II) and Cu (II)-L 1 complexes
The findings of antibacterial activities are displayed in Table 5 . Schiff based complexes display good activity against three kinds of bacteria namely Bacillus subtilis, Bacillus cereus and Pseudomonus aeruginosa. Complexes which are obtained from L 1 show the highest inhibitory influence against the bacteria being tested. Basically, the inhibition area of the complexes increases along with their concentrations. The highest inhibition area is obtained by L 1 .Cu against Bacillus subtilis whereas the minimum inhibition are is obtained by L 1 against Bacillus cereus and Pseudomonus aeruginosa. Hence complexation increases the antimicrobial activity. Such increased activity of the metal complexes can also be explained on the basis of chelation theory [4] . According to this, the chelation reduces the polarity of the metal atom mainly because of the partial sharing of its positive charge with donor group and possible π-electron delocalisation over the whole ring. This increases the lipophilic character of the metal chelate system which favours its permeation through lipid layer of the cell membranes. Notes: SD inhibition zone = ± 1 mm (biological replicates, 3).
Antibacterial of L 2 ,Ni(II) and Mn(II)-L 2 complexes
In order to test the antibacterial activity of L 2 , Ni (II) and Mn (II)-L 2 complexes, more than one test organism is utilised to increase the probability of detecting the antibiotic potential of the tested materials. The sensitivity of a microorganism to antibiotics and other antimicrobial agents are determined by the assay plates which are incubated at 37 •C for a day (for bacteria).The compounds which are tested display biological activities against different kinds of Gram-positive and Gram-negative bacteria. The findings are displayed in Table 6 . When the biological activity of the Schiff bases and their metal complexes are compared the findings show that the biological activity of Ni (II) and Mn (II) complexes is higher than Ligand. The biological activity of the complexes are Ni (II) > Mn (II). Notes: SD inhibition zone = ± 1 mm (biological replicates, 3).
Antibacterial Activity of L 3 , Cd (II) and Mn (II)-L 3 complexes
The antibacterial features of L 3 , Cd (II) and Mn (II)-L 3 on test bacteria (two Gram-positive and one Gramnegative) is displayed in Table 7 . The findings show that the compounds display antibacterial features against two Gram-positive and one Gram-negative namely Bacillus cereus, Bacillus subtilis and Paeruginosa. Nevertheless, the antibacterial features of Cd(II) and Mn(II) complexes is higher than Ligand. Hence complexation increases the antimicrobial activity. Such increased activity of the metal complexes can also be explained on the basis of chelation theory [10] . According to this, the chelation reduces the polarity of the metal atom mainly because of the partial sharing of its positive charge with donor group and possible π-electron delocalisation over the whole ring. This increases the lipophilic character of the metal chelate system which favours its permeation through lipid layer of the cell membranes. Notes: SD inhibition zone = ± 1 mm (biological replicates, 3). Table 9 displays the findings obtained for antibacterial activities. The Schiff base complexes which are being examined show good response towards three kinds of bacteria namely Bacillus cereus, Pseudomonus aeruginosa and Bacillus subtilis. Complexes which are obtained from L 5 show the highest inhibitory influence towards the bacteria which are being investigated. Basically, the inhibition area of the complexes increases as their concentration increase. The highest inhibited area is obtained by L 5 .Co against Bacillus subtilis whereas the least inhibited area is obtained by L 5 against Bacillus cereus. Therefore, complexation enhances the anti-microbial activity. This increased activity of metal complexes may also be explained on the basis of the chelation theory [22] . The study chelation reduces the polarity of the metal atom mainly due to the sharing of its partial positive charge with the group of donors and can tc electronic delocalization throughout the cycle. This increases the lipophilicity of the metal chelate system that facilitates its permeation through the lipid bilayer of cell membranes. Notes: SD inhibition zone = ± 1 mm (biological replicates, 3).
IV. Conclusion
Schiff base amino acid and 4-Aminoantipyrine complexes were prepared and characterized by based on the elementary analysis. X-ray, infrared, electronic absorption and 1 H NMR. An in vitro investigation carried out on the synthesized complexes showed that all the complexes displayed very good results against antibacterial activityof the selected microorganisms which are being examined.
